The flotation behaviors of perovskite, titanaugite, and magnesium aluminate spinel (MA-spinel), using octyl hydroxamic acid (OHA) as the collector, were investigated using microflotation experiments, zeta-potential measurements, Fourier transform infrared (FT-IR) analyses, X-ray photoelectron spectroscopy (XPS) analyses, and flotation experiments on artificially mixed minerals. The microflotation experiments show that the floatability of perovskite is clearly better than titanaugite and MA-spinel at around pH 5.5, while titanaugite possesses certain floatability at pH 6.0-6.5, and MA-spinel displays good floatability at pH > 8.0. The results of the FT-IR and XPS analyses show that OHA mainly interacts with Ti, resulting in perovskite flotation, and that the Al on titanaugite, as well as the Mg and Al on the MA-spinel surface, chemically react with OHA under acidic conditions. However, OHA mainly reacts with the Ti and Ca on the perovskite surface, Ca and Mg on the titanaugite surface, and Mg and Al on the MA-spinel surface under alkaline conditions. The results of the artificially mixed mineral flotation experiment show that the concentrate of TiO 2 grade increased from 19.73% to 30.18% at pH 5.4, which indicates that a weakly acidic solution is the appropriate condition for the flotation separation of perovskite from titanaugite and MA-spinel. The results of the modified slag flotation experiments show that the TiO 2 grade of concentrate increased from 18.13% to 23.88% at pH 5.4, through the open circuit test of "one roughing and one cleaning". OHA displays selectivity toward perovskite in the modified slag flotation, but the consumption of H 2 SO 4 is very high. The CaSO 4 precipitate covered on the mineral surfaces results in poor TiO 2 grade and recovery.
subjected to heat preservation for 120 min [12] . Figure 1 shows optical slice micrographs of the original and modified slag. After the selective precipitation processing, the main minerals in the modified slag were perovskite, titanaugite, and MA-spinel. The perovskite was transformed from a fine dispersive distribution to coarsening grains. The coarsening grain distribution of perovskite made it possible for flotation separation from the modified slag, and the key issue was the effective separation of perovskite from titanaugite and MA-spinel. The objective of this work is to explore the flotation behaviors of perovskite, titanaugite, and MA-spinel in the modified titanium-bearing blast furnace slag, which are difficult to separate and purify by gravity separation or magnetic separation. Therefore, the pure minerals were synthesized based on our previous research [12] . To simulate the real mineral properties, the synthetic process of pure minerals was performed according to the heat treatment conditions of perovskite selective precipitation. The flotation behaviors of perovskite, titanaugite, and magnesium aluminate spinel use OHA as the collector through microflotation experiments, zeta-potential measurements, and Fourier transform infrared (FT-IR) and X-ray photoelectron spectroscopy (XPS) analyses.
Materials and Methods

Pure Minerals Synthesis
The pure minerals used in the experiments, including perovskite, titanaugite, and MA-spinel, are difficult to separate by physical methods from the modified titanium-blast furnace slag, because of their fine distribution granularity and complex association. Therefore, the chemical compositions of each mineral in the modified titanium-blast furnace slag were first analyzed by scanning electronic microscopy (SEM) equipped with energy dispersive X-ray (EDX) spectroscopy, the results of which are listed in Table 1 . Based on the chemical compositions of the above-mentioned three minerals, the pure minerals were artificially synthesized by high temperature solid-state methods using certain chemical oxides as the base materials under an air atmosphere. According to the authors' existing research results, the synthetic conditions are the same as the heat treatment process conditions of perovskite selective precipitation from titanium-blast furnace slag: the base materials were mixed thoroughly and smelted at 1470 • C for 40 min, slowly cooled to 1350 • C at a cooling rate of 0.5 • C/min, and subjected to heat preservation for 120 min [12] . The synthetic perovskite, titanaugite, and MA-spinel samples were then dry-ground in a ball mill and washed three times using deionized water. Consequently, high-purity minerals were obtained, and the particle size distribution results of the pure perovskite, titanaugite, and MA-spinel samples (detected by a laser diffraction particle size analyzer, Beckman Coulter, LS13320, Brea, CA, USA) are shown in Figure 2 . Figure 3 shows the X-ray diffraction (XRD) spectra of the synthetic perovskite, titanaugite, MAspinel, and modified slag samples. Figure 3 shows the X-ray diffraction (XRD) spectra of the synthetic perovskite, titanaugite, MA-spinel, and modified slag samples. The XRD spectrum of modified titanium-blast furnace slag shows that the main mineral components include perovskite, titanaugite, and MA-spinel (Figure 3d ). The XRD spectra of the three synthetic pure minerals indicate that the diffraction peaks of perovskite, titanaugite, and MA-spinel are well matched with the pattern of standard diffraction peaks: perovskite (No. 22-153), titanaugite (No. , and MA-spinel (No. . According to the results of the XRD analysis, the purities of synthetic perovskite, titanaugite, and MA-spinel were very high, indicating that the synthetic pure minerals could simulate the relevant minerals in the modified slag with similar compositions and crystal structures.
Reagents
Octyl hydroxamic acid (OHA, 99%, CH3(CH2)6CONHOH) was used as the collector for the microflotation tests and the modified slag flotation experiments. Sulfuric acid (H2SO4) or sodium hydroxide (NaOH) was used for the pH adjustment of aqueous suspensions in the experiments. All the chemicals were of analytical grade, and the water used for all the experiments was deionized water with a resistivity of 18.25 MΩ•cm.
Microflotation Experiments
Microflotation experiments were performed in a 40-mL hitch groove flotation cell. The Plexiglas cell was filled with 2.0 g pure mineral particles, and then 35 mL deionized water was added. The pH of the suspension was adjusted by H2SO4 or NaOH for 3 min. Then, the collector was added and agitated for an additional 3 min, and the pH of the suspension was recorded before the flotation. The flotation was conducted for 4 min. The recoveries were calculated by the weight of the concentrates after filtering and drying. Three measurements in the microflotation experiment were made, and their averages were taken as the results. The XRD spectrum of modified titanium-blast furnace slag shows that the main mineral components include perovskite, titanaugite, and MA-spinel (Figure 3d ). The XRD spectra of the three synthetic pure minerals indicate that the diffraction peaks of perovskite, titanaugite, and MA-spinel are well matched with the pattern of standard diffraction peaks: perovskite (No. 22-153), titanaugite (No. , and MA-spinel (No. . According to the results of the XRD analysis, the purities of synthetic perovskite, titanaugite, and MA-spinel were very high, indicating that the synthetic pure minerals could simulate the relevant minerals in the modified slag with similar compositions and crystal structures.
Reagents
Octyl hydroxamic acid (OHA, 99%, CH 3 (CH 2 ) 6 CONHOH) was used as the collector for the microflotation tests and the modified slag flotation experiments. Sulfuric acid (H 2 SO 4 ) or sodium hydroxide (NaOH) was used for the pH adjustment of aqueous suspensions in the experiments. All the chemicals were of analytical grade, and the water used for all the experiments was deionized water with a resistivity of 18.25 MΩ·cm.
Microflotation Experiments
Microflotation experiments were performed in a 40-mL hitch groove flotation cell. The Plexiglas cell was filled with 2.0 g pure mineral particles, and then 35 mL deionized water was added. The pH of the suspension was adjusted by H 2 SO 4 or NaOH for 3 min. Then, the collector was added and agitated for an additional 3 min, and the pH of the suspension was recorded before the flotation. The Minerals 2017, 7, 134 6 of 18 flotation was conducted for 4 min. The recoveries were calculated by the weight of the concentrates after filtering and drying. Three measurements in the microflotation experiment were made, and their averages were taken as the results.
Zeta-Potential Measurements
The Zeta-potentials of the pure mineral particles were measured using a Zetasizer Nano Zs90 (Malvern Instruments, Worcestershire, UK) at room temperature (25 • C). They were monitored continuously in terms of the conductivity and pH of the suspension during the measurement. The purified mineral particles were ground to a size of 2 µm using an agate mill. The suspension was prepared by adding 30 mg of the purified mineral particles to 50 mL of deionized water. The prepared suspension was conditioned by magnetical stirring for 5 min, during which the pH of the suspension was measured. After settling for 10 min, the supernatant of the dilute fine particle suspension was obtained for zeta-potential measurements. Three measurements of zeta potentials were obtained, and their averages were taken as the results.
FT-IR Spectroscopy Analyses
The FT-IR spectra were obtained using a Spectrum One (Version BM) FT-IR (PerkinElmer, Waltham, MA, USA) spectrometer to characterize the nature of the interaction between the collector and minerals. Approximately 10% (mass fraction) of the solid sample was mixed with spectroscopic grade KBr. The wavenumber range of the spectra was 400-4000 cm −1 . The spectra were recorded with 32 scans measured at 2 cm −1 resolution. The purified mineral particles (2.0 g) were placed in a Plexiglas cell with H 2 SO 4 or NaOH as the pH-regulating reagent. Next, the purified samples were conditioned for another 3 min with OHA (1.5 × 10 −4 M). Subsequently, the solid samples were washed three times using deionized water with the same pH. The washed samples for FT-IR analysis were vacuum-dried at 50 • C.
XPS Analyses
The XPS analyses were performed using a Kratos AXIS Ultra XPS system equipped with a monochromatic Al X-ray source operated at 150 W (the energy resolution is 0.48 eV (Ag 3d5/2) and the error value is 0.05 eV). Each analysis started with a survey scan from 0 to 1350 eV with a dwell time of 8 s and bandpass energy of 150 eV in steps of 1 eV, with one sweep performed. For the high-resolution analysis, the number of sweeps was increased, the bandpass energy was lowered to 30 eV in steps of 50 meV, and the dwell time was reduced to 0.5 s.
The purified mineral particles (2.0 g) were placed in a Plexiglas cell with H 2 SO 4 or NaOH as the pH-regulating reagent. Subsequently, the purified samples were conditioned for another 3 min with OHA (1.5 × 10 −4 M). Next, the solid samples were washed three times using the deionized water with the same pH. The washed samples for XPS analysis were vacuum-dried at 50 • C.
Artificially Mixed Mineral Flotation Experiments
The artificially mixed minerals were mixed to include 0.67 g pure perovskite, 0.67 g pure titanaugite, and 0.67 g pure MA-spinel. The artificially mixed mineral flotation experiments were performed in a 40-mL hitch groove flotation cell. The artificially mixed mineral (2.01 g) was placed in a Plexiglas cell, which was then filled with 35 mL of deionized water. The pH of the suspension was adjusted by H 2 SO 4 or NaOH for 3 min, the collector (1.5 × 10 −4 M) was added and agitated for 3 min, and then the pH of the suspension was measured before the flotation. The flotation was conducted for 4 min. The concentrates and the tailings were weighed after filtering and drying, and then separately sampled to analyze the grade of TiO 2 by the chemical analysis method. The flotation recoveries of the concentrates and the tailings were calculated based on the yield and the grade of TiO 2 . The average value from three flotation experiments under the same conditions was used as the result of the artificially mixed mineral flotation.
Modified Slag Flotation Experiments
The modified slag flotation experiments were performed in a 0.5-L flotation cell. Modified slag amounting to 100.0 g (the particle size distribution d 90 = 32.76 µm) was placed in a Plexiglas cell filled with deionized water. The pH of the suspension was adjusted by H 2 SO 4 or NaOH for 3 min. Then, the collector (500 g/t) was added and agitated for 3 min, and the pH of the suspension was measured before the flotation. The flotation was conducted for 4 min, and then the open circuit test of "one roughing and one cleaning" was carried out. The concentrates and the tailings were weighed after filtering and drying, and the grade of TiO 2 was analyzed by the chemical analysis method. The flotation recoveries of the concentrates and the tailings were calculated based on the yields and the grades of TiO 2 . Figure 4 shows the flotation recoveries of perovskite, titanaugite, and MA-spinel as functions of pH using OHA as the collector (c OHA = 0.5 × 10 −4 M). The results indicate that the recovery of perovskite first increased and then decreased with increasing pH, and the maximum recovery occurred at approximately pH 5.5. The floatability of perovskite is clearly better than that of titanaugite and MA-spinel at pH < 6.5. Titanaugite possesses certain floatability at pH 6.0-6.5, and MA-spinel displays good floatability at pH > 8.0, particularly at pH ≥ 10. the collector (500 g/t) was added and agitated for 3 min, and the pH of the suspension was measured before the flotation. The flotation was conducted for 4 min, and then the open circuit test of "one roughing and one cleaning" was carried out. The concentrates and the tailings were weighed after filtering and drying, and the grade of TiO2 was analyzed by the chemical analysis method. The flotation recoveries of the concentrates and the tailings were calculated based on the yields and the grades of TiO2. Figure 4 shows the flotation recoveries of perovskite, titanaugite, and MA-spinel as functions of pH using OHA as the collector (cOHA = 0.5 × 10 −4 M). The results indicate that the recovery of perovskite first increased and then decreased with increasing pH, and the maximum recovery occurred at approximately pH 5.5. The floatability of perovskite is clearly better than that of titanaugite and MAspinel at pH < 6.5. Titanaugite possesses certain floatability at pH 6.0-6.5, and MA-spinel displays good floatability at pH > 8.0, particularly at pH ≥ 10. Figure 5 shows that the increase of OHA concentration clearly increased the flotation recoveries of perovskite, titanaugite, and MA-spinel. However, the flotation recoveries of the three minerals increased slowly with excess of 1.5 × 10 −4 M OHA, and the floatability of perovskite can reach 75.93%, which is better than that of titanaugite and MA-spinel. Therefore, this OHA concentration (1.5 × 10 −4 M) was used in all the microflotation experiments. Figure 6 presents the zeta-potentials of perovskite, titanaugite, and MA-spinel in the absence and presence of OHA as a function of pulp pH value. In the absence of OHA, the results indicate that the point of zero charges (PZCs) of perovskite, titanaugite, and MA-spinel are located at around pH 4.1, 3.5, and 8.6, respectively. In the presence of OHA, the zeta-potentials of perovskite, titanaugite, and MA-spinel are negative in the pH range, except that perovskite is positive at pH = 2.4 (12.6 mV). The decrease in the zeta-potentials of perovskite, titanaugite, and MA-spinel can be attributed to the specific adsorption of OHA onto mineral surfaces (Helmholtz layer); it is probable that coordination reactions are involved [18] . Figure 6 presents the zeta-potentials of perovskite, titanaugite, and MA-spinel in the absence and presence of OHA as a function of pulp pH value. In the absence of OHA, the results indicate that the point of zero charges (PZCs) of perovskite, titanaugite, and MA-spinel are located at around pH 4.1, 3.5, and 8.6, respectively. In the presence of OHA, the zeta-potentials of perovskite, titanaugite, and MA-spinel are negative in the pH range, except that perovskite is positive at pH = 2.4 (12.6 mV). The decrease in the zeta-potentials of perovskite, titanaugite, and MA-spinel can be attributed to the specific adsorption of OHA onto mineral surfaces (Helmholtz layer); it is probable that coordination reactions are involved [18] . specific adsorption of OHA onto mineral surfaces (Helmholtz layer); it is probable that coordination reactions are involved [18] . Figure 7 shows the FT-IR spectra of perovskite and perovskite with OHA at different pH levels. To understand the interaction between OHA and minerals, the FT-IR spectrum of OHA was also measured. In the FT-IR spectrum of OHA, the band at 3257.9 and 1624.2 cm −1 can be attributed to the -OH stretching vibration and the out-of-plane bending vibration of the -N-OH group, respectively. The bands at 2915.9 and 2847.1 cm −1 can be attributed to the C-H stretching vibration of the -CH2-and -CH3 groups, respectively. The band at 1468.3 cm −1 can be attributed to the C-H scissor bending vibration of the -CH2-group, and the band at 1424.0 cm −1 can attributed to the C-H antisymmetric deformation vibration of the -CH3 group. The band at 722.7 cm −1 can be attributed to the -(CH2)n- Figure 7 shows the FT-IR spectra of perovskite and perovskite with OHA at different pH levels. To understand the interaction between OHA and minerals, the FT-IR spectrum of OHA was also measured. In the FT-IR spectrum of OHA, the band at 3257.9 and 1624.2 cm −1 can be attributed to the -OH stretching vibration and the out-of-plane bending vibration of the -N-OH group, respectively. The bands at 2915.9 and 2847.1 cm −1 can be attributed to the C-H stretching vibration of the -CH 2 -and -CH 3 groups, respectively. The band at 1468.3 cm −1 can be attributed to the C-H scissor bending vibration of the -CH 2 -group, and the band at 1424.0 cm −1 can attributed to the C-H antisymmetric deformation vibration of the -CH 3 group. The band at 722.7 cm −1 can be attributed to the -(CH 2 ) ndeformation vibration. Among these bands, that at 1663.6 cm −1 can be attributed to the C=O stretching vibration. However, that at 1566.8 cm −1 can be attributed to the -N-H stretching vibration, and the bands at 1078.8, 1031.3, and 970.3 cm −1 can be attributed to the N-O stretching vibration [19] [20] [21] .
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FT-IR Analysis
In the FT-IR spectrum of perovskite, the band at 574.1 and 446.4 cm −1 can be attributed to the Ti−O stretching and Ti−O−Ti bridge stretching modes [22, 23] , and that at 3433.3 cm −1 belongs to the bending vibration of the O-H band in hydroxyls and water adsorbed on perovskite surfaces [22, 23] . The FT-IR spectra of perovskite with OHA at different pH levels show additional C-H, C=O, and N-O stretching intensities for OHA compared with the pure perovskite. At pH 5.4, the new bands at 2919.4 and 2851.2 cm −1 can be attributed to the C-H stretching vibrations, and the band at 1448.9 cm −1 is C-H antisymmetric deformation vibration of -CH 3 group. These frequency bands do not change clearly, but it indicates that OHA was adsorbed onto the perovskite surface. The band at 1630.6 cm −1 is the C=O stretching vibration, and the band at 873.9 cm −1 can be attributed to the N-O stretching vibration, which shifted to lower wavenumbers by and 96.4 cm −1 , respectively. These results imply chemisorption of OHA on perovskite surfaces. A similar situation was observed at pH 9.3. [19] [20] [21] .
In the FT-IR spectrum of perovskite, the band at 574.1 and 446.4 cm −1 can be attributed to the Ti−O stretching and Ti−O−Ti bridge stretching modes [22, 23] , and that at 3433.3 cm −1 belongs to the bending vibration of the O-H band in hydroxyls and water adsorbed on perovskite surfaces [22, 23] . The FT-IR spectra of perovskite with OHA at different pH levels show additional C-H, C=O, and N-O stretching intensities for OHA compared with the pure perovskite. At pH 5.4, the new bands at 2919.4 and 2851.2 cm −1 can be attributed to the C-H stretching vibrations, and the band at 1448.9 cm −1 is C-H antisymmetric deformation vibration of -CH3 group. These frequency bands do not change clearly, but it indicates that OHA was adsorbed onto the perovskite surface. The band at 1630.6 cm −1 is the C=O stretching vibration, and the band at 873.9 cm −1 can be attributed to the N-O stretching vibration, which shifted to lower wavenumbers by and 96.4 cm −1 , respectively. These results imply chemisorption of OHA on perovskite surfaces. A similar situation was observed at pH 9.3. Figure 7 . FT-IR spectra of the OHA and perovskite with OHA at different pH levels. Figure 8 shows the FT-IR spectra of titanaugite and titanaugite with OHA at different pH levels. At pH 5.4, the new bands at 2927.2 and 2853.1 cm −1 were previously attributed to the C-H stretching vibration of OHA. The band at 1636.2 cm −1 was C=O stretching vibration, and the band at 898.6 cm −1 was N-O stretching vibration, which shifted to lower wavenumbers by 27.4 and 71.7 cm −1 , respectively, compared to that in the FT-IR spectrum of OHA. These results indicate that OHA reacted on titanaugite surface surfaces. A similar situation was observed at pH 9.3. Figure 8 shows the FT-IR spectra of titanaugite and titanaugite with OHA at different pH levels. At pH 5.4, the new bands at 2927.2 and 2853.1 cm −1 were previously attributed to the C-H stretching vibration of OHA. The band at 1636.2 cm −1 was C=O stretching vibration, and the band at 898.6 cm −1 was N-O stretching vibration, which shifted to lower wavenumbers by 27.4 and 71.7 cm −1 , respectively, compared to that in the FT-IR spectrum of OHA. These results indicate that OHA reacted on titanaugite surface surfaces. A similar situation was observed at pH 9.3. Figure 8 . FT-IR spectra of the OHA and titanaugite with OHA at different pH levels. Figure 9 shows the FT-IR spectra of MA-spinel and MA-spinel with OHA at different pH levels. Similar to perovskite and titanaugite, the new bands attributed to the C-H stretching vibration indicate that OHA was adsorbed onto MA-spinel surface. The band at 1629.9 cm −1 was C=O stretching vibration, and the band at 1121.6 cm −1 was N-O stretching vibration, which shifted to lower wavenumbers by 33.7 cm −1 and a higher by 42.8 cm −1 , respectively. A similar situation was observed at pH 9.3 and the results indicate that OHA reacted on MA-spinel surfaces. Figure 9 shows the FT-IR spectra of MA-spinel and MA-spinel with OHA at different pH levels. Similar to perovskite and titanaugite, the new bands attributed to the C-H stretching vibration indicate that OHA was adsorbed onto MA-spinel surface. The band at 1629.9 cm −1 was C=O stretching vibration, and the band at 1121.6 cm −1 was N-O stretching vibration, which shifted to lower wavenumbers by 33.7 cm −1 and a higher by 42.8 cm −1 , respectively. A similar situation was observed at pH 9.3 and the results indicate that OHA reacted on MA-spinel surfaces. Figure 8 . FT-IR spectra of the OHA and titanaugite with OHA at different pH levels. Figure 9 shows the FT-IR spectra of MA-spinel and MA-spinel with OHA at different pH levels. Similar to perovskite and titanaugite, the new bands attributed to the C-H stretching vibration indicate that OHA was adsorbed onto MA-spinel surface. The band at 1629.9 cm −1 was C=O stretching vibration, and the band at 1121.6 cm −1 was N-O stretching vibration, which shifted to lower wavenumbers by 33.7 cm −1 and a higher by 42. 8 Figure 9 . FT-IR spectra of the OHA and MA-spinel with OHA at different pH levels. Figure 9 . FT-IR spectra of the OHA and MA-spinel with OHA at different pH levels.
XPS Analysis
The XPS analyses were performed to further confirm that OHA mainly interacts with perovskite, titanaugite, and MA-spinel in different pH level solutions. Table 2 presents the binding energies of elements on perovskite surfaces before and after the interactions with OHA. After perovskite was treated by OHA, the chemical shifts of Ca were not clear, while that of Ti reached +0.37 eV under acidic conditions (pH = 5.4). The binding energies of Ca and Ti reached −0.12 and +0.11 eV, respectively, under alkaline conditions (pH = 9.3). The relative contents of the elements on perovskite surfaces in the absence and presence of OHA, as measured by XPS, are listed in Table 3 . After perovskite was treated by OHA under acidic conditions, the relative contents of Ti and Ca decreased to 1.85% and 0.69%, respectively. The relative content of Ti and Ca decreased to 2.12% and 1.25%, respectively, under alkaline conditions. According to the binding energy shifts and the relative contents of Ti and Ca, these results indicate that OHA mainly interacted with Ti under acidic conditions, but interacted with both Ti and Ca under alkaline conditions. Table 4 gives the binding energies of elements on titanaugite surfaces before and after the interactions with OHA. After titanaugite was treated by OHA, the chemical shifts of the elements indicate that the OHA reacted on the surface of titanaugite. The relative contents of elements on the surface of titanaugite in the absence and presence of OHA, as measured by XPS, are listed in Table 5 . After titanaugite was treated by OHA under acidic conditions, the main element on the titanaugite surface was Al, and the relative contents of Ca, Mg, Ti, and Al decreased to 0.13%, 0.53%, 0.94%, and 5.24%, respectively. This result indicates that OHA mainly interacted with Al under acidic conditions. A similar situation was observed under alkaline conditions. The relative contents of Ca, Mg, Ti, and Al decreased to 7.23%, 2.47%, 1.33%, and 1.63%, respectively. These results indicate that OHA mainly interacted with Ca and Mg under alkaline conditions. Table 6 presents the binding energies of elements on the MA-spinel surface before and after the interactions with OHA. After MA-spinel was treated by OHA, the chemical shifts of the elements indicate that the OHA reacted on the surface of MA-spinel. The relative contents of elements on the surface of MA-spinel in the absence and presence of OHA, as measured by XPS, are listed in Table 7 . According to the binding energy and relative element content of Mg and Al, OHA mainly interacted with Mg and Al in the entire pH range. 
Interaction Mechanism of OHA and Minerals
At different pH environments, the pulp collector exhibited different forms during the flotation process, and the existing forms of the collector further affected the flotation behaviors of the minerals. The following are the balanced equations and equilibrium constants of OHA.
According to the ionization constant pK α of OHA ∼ = 9 [24] , the solution chemistry of OHA can be calculated to generate the concentration logarithmic diagram of each component in different pH solutions. Figure 10 shows the logC−pH of the OHA hydrolysis components as functions of pH when the OHA concentration was 1.5 × 10 −4 M. It can be seen that the ionic OHA concentration gradually increased, but the molecule OHA concentration decreased with increasing pulp pH. When pH < pK α = 9, the OHA molecule (RCONHOH) was the predominant species in the flotation pulp, and the OHA anion (RCONHO − ) was prominent when pH > 9. In the OHA aqueous solution, the OHA ion and OHA molecule would adsorb on the mineral surface together, and the OHA ion would chelate with the metal cations on the mineral surface, as well as the nonpolar part of the OHA molecule adsorbing the former OHA ion by hydrogen bond. Hence, the ion-molecule coadsorption increased the OHA activity and promoted good collecting ability. As shown in Figure 4 , perovskite has its maximum recovery at approximately pH 5.5, similar to the report of Ma [25] , and its floatability is better than those of titanaugite and MA-spinel. Similar to ilmenite in the flotation pulp, the unsaturated Ca 2+ ions and Ti 4+ ions on the perovskite surface were combined with OH − ions and formed a series of hydroxyl complex compounds. Under a weak acid condition, most of the Ca 2+ ions were dissolved from the perovskite surface. Also, the remaining metallic ions were mainly Ti 4+ ions in the forms of Ti(OH) [26, 27] , which performed as the active sites on which OHA molecules were adsorbed (the chemical shift of Ti2p reached +0.37 eV, Table 2 ), and resulted in the maximum recovery of perovskite. The main chemical compositions of titanaugite were Ca 2+ ions, Mg 2+ ions, and Al 3+ ions. Under the weak acid pulp condition, most of the Ca 2+ ions and Mg 2+ ions were dissolved from the titanaugite surface, and the remaining metallic ions were mainly Al 3+ ions (Table 5 ), in the forms of Al(OH)3 [28] , as the active sites on which OHA molecules were adsorbed; this resulted in a remarkable chemical shift of Al2p (+0.25 eV, Table 4 ). The chemical compositions of MA-spinel were only Mg 2+ ions and Al 3+ ions; under the weak acid pulp, a portion of the Mg 2+ ions were dissolved, and the remaining metallic ions were still Mg 2+ ions and Al 3+ ions ( Table 7) . The subsequent hydroxyl complex compounds could perform as the active sites on which OHA were adsorbed, and resulted in a remarkable chemical shift of Mg1s and Al2p (+0.28 eV, +0.11 eV, Table 6 ). Under alkaline condition, Mg 2+ ions and Al 3+ ions were difficult to dissolve from the minerals' surfaces, and the active sites on which OHA were adsorbed would still be Mg and Al. According to the results of the FT-IR and XPS analyses, the proposed adsorption model of OHA on the minerals' surfaces is presented in Figure 11 . As shown in Figure 4 , perovskite has its maximum recovery at approximately pH 5.5, similar to the report of Ma [25] , and its floatability is better than those of titanaugite and MA-spinel. Similar to ilmenite in the flotation pulp, the unsaturated Ca 2+ ions and Ti 4+ ions on the perovskite surface were combined with OH − ions and formed a series of hydroxyl complex compounds. Under a weak acid condition, most of the Ca 2+ ions were dissolved from the perovskite surface. Also, the remaining metallic ions were mainly Ti 4+ ions in the forms of Ti(OH)+ 3 and Ti(OH)2+ 2 [26, 27] , which performed as the active sites on which OHA molecules were adsorbed (the chemical shift of Ti2p reached +0.37 eV, Table 2 ), and resulted in the maximum recovery of perovskite. The main chemical compositions of titanaugite were Ca 2+ ions, Mg 2+ ions, and Al 3+ ions. Under the weak acid pulp condition, most of the Ca 2+ ions and Mg 2+ ions were dissolved from the titanaugite surface, and the remaining metallic ions were mainly Al 3+ ions (Table 5 ), in the forms of Al(OH) 3 [28] , as the active sites on which OHA molecules were adsorbed; this resulted in a remarkable chemical shift of Al2p (+0.25 eV, Table 4 ). The chemical compositions of MA-spinel were only Mg 2+ ions and Al 3+ ions; under the weak acid pulp, a portion of the Mg 2+ ions were dissolved, and the remaining metallic ions were still Mg 2+ ions and Al 3+ ions ( Table 7) . The subsequent hydroxyl complex compounds could perform as the active sites on which OHA were adsorbed, and resulted in a remarkable chemical shift of Mg1s and Al2p (+0.28 eV, +0.11 eV, Table 6 ). Under alkaline condition, Mg 2+ ions and Al 3+ ions were difficult to dissolve from the minerals' surfaces, and the active sites on which OHA were adsorbed would still be Mg and Al. According to the results of the FT-IR and XPS analyses, the proposed adsorption model of OHA on the minerals' surfaces is presented in Figure 11 . As shown in Figure 4 , perovskite has its maximum recovery at approximately pH 5.5, similar to the report of Ma [25] , and its floatability is better than those of titanaugite and MA-spinel. Similar to ilmenite in the flotation pulp, the unsaturated Ca 2+ ions and Ti 4+ ions on the perovskite surface were combined with OH − ions and formed a series of hydroxyl complex compounds. Under a weak acid condition, most of the Ca 2+ ions were dissolved from the perovskite surface. Also, the remaining metallic ions were mainly Ti 4+ ions in the forms of Ti(OH) + 3 and Ti(OH) 2+ 2 [26, 27] , which performed as the active sites on which OHA molecules were adsorbed (the chemical shift of Ti2p reached +0.37 eV, Table 2 ), and resulted in the maximum recovery of perovskite. The main chemical compositions of titanaugite were Ca 2+ ions, Mg 2+ ions, and Al 3+ ions. Under the weak acid pulp condition, most of the Ca 2+ ions and Mg 2+ ions were dissolved from the titanaugite surface, and the remaining metallic ions were mainly Al 3+ ions (Table 5 ), in the forms of Al(OH)3 [28] , as the active sites on which OHA molecules were adsorbed; this resulted in a remarkable chemical shift of Al2p (+0.25 eV, Table 4 ). The chemical compositions of MA-spinel were only Mg 2+ ions and Al 3+ ions; under the weak acid pulp, a portion of the Mg 2+ ions were dissolved, and the remaining metallic ions were still Mg 2+ ions and Al 3+ ions ( Table 7) . The subsequent hydroxyl complex compounds could perform as the active sites on which OHA were adsorbed, and resulted in a remarkable chemical shift of Mg1s and Al2p (+0.28 eV, +0.11 eV, Table 6 ). Under alkaline condition, Mg 2+ ions and Al 3+ ions were difficult to dissolve from the minerals' surfaces, and the active sites on which OHA were adsorbed would still be Mg and Al. According to the results of the FT-IR and XPS analyses, the proposed adsorption model of OHA on the minerals' surfaces is presented in Figure 11 . 
Artificially Mixed Mineral Flotation
The artificially mixed mineral flotation experiments were investigated at pH 5.4 and 9.3, with the results shown in Figure 12 . 
The artificially mixed mineral flotation experiments were investigated at pH 5.4 and 9.3, with the results shown in Figure 12 . The results indicate that the concentrate of TiO2 grade increased from 19.73% to 30.18% at pH 5.4 but decreased to 19.09% at pH 9.3. The artificially mixed mineral flotation results indicate that OHA possessed good selectivity toward perovskite separated from titanaugite and MA-spinel at pH 5.4 (weak acidic condition), and these results are consistent with the results of the microflotation experiments. 
Modified Slag Flotation
The flotation experiments on modified slag were investigated at pH levels of 5.4 and 9.3. The results of the modified slag flotation experiments are shown in Figure 13 . The results indicate that the concentrate of TiO2 grade increases from 18.13% to 23.88% at pH 5.4, and OHA certainly displays selectivity to perovskite in the modified slag flotation, but is worse than the artificially mixed mineral flotation at the same pH condition, and the consumption of H2SO4 is very large (up to 16.31 kg/t). At pH 9.3, the TiO2 grade of concentrate is only 19.42%, close to the feed (modified slag). According to the artificially mixed mineral flotation experiments results, it is certain that the perovskite flotation from modified slag should be under a weak acid condition. In order to determine the reasons for the poor selectivity at pH 5.3, the Ca 2+ ion concentration of the pulp after agitation for 3 min was measured by inductively coupled plasma atomic emission spectroscopy.
The results show that the Ca 2+ ion concentration reaches to 634 mg/L, and it can also be inferred that a certain amount of free CaO exists in the modified slag. Further SEM analysis of the concentrate obtained at pH 5.4 was conducted, and a SEM micrograph and EDX spectrum are shown in Figure  14 . It can be seen that the mineral grain surfaces, perovskite (Figure 14a ), Titanaugite (Figure 14b) , and MA-spinel ( Figure 14c ) were coated by many needle particles; the EDX spectrum indicated the needle particles constituted CaSO4 (Figure 14d ). The existing free CaO in the modified slag reacted with H2SO4 and the CaSO4 precipitate covered the minerals' surfaces during the flotation process, similar to certain research reports [29, 30] . These may be the main factors resulting in the large H2SO4 consumption and poor TiO2 grade and recovery. Therefore, methods to effectively separate perovskite from the gangue in the modified slag by flotation need to be further researched. 
The flotation experiments on modified slag were investigated at pH levels of 5.4 and 9.3. The results of the modified slag flotation experiments are shown in Figure 13 . The results indicate that the concentrate of TiO 2 grade increases from 18.13% to 23.88% at pH 5.4, and OHA certainly displays selectivity to perovskite in the modified slag flotation, but is worse than the artificially mixed mineral flotation at the same pH condition, and the consumption of H 2 SO 4 is very large (up to 16.31 kg/t). At pH 9.3, the TiO 2 grade of concentrate is only 19.42%, close to the feed (modified slag). According to the artificially mixed mineral flotation experiments results, it is certain that the perovskite flotation from modified slag should be under a weak acid condition. In order to determine the reasons for the poor selectivity at pH 5.3, the Ca 2+ ion concentration of the pulp after agitation for 3 min was measured by inductively coupled plasma atomic emission spectroscopy.
The results show that the Ca 2+ ion concentration reaches to 634 mg/L, and it can also be inferred that a certain amount of free CaO exists in the modified slag. Further SEM analysis of the concentrate obtained at pH 5.4 was conducted, and a SEM micrograph and EDX spectrum are shown in Figure 14 . It can be seen that the mineral grain surfaces, perovskite (Figure 14a ), Titanaugite (Figure 14b) , and MA-spinel ( Figure 14c ) were coated by many needle particles; the EDX spectrum indicated the needle particles constituted CaSO 4 ( Figure 14d ). The existing free CaO in the modified slag reacted with H 2 SO 4 and the CaSO 4 precipitate covered the minerals' surfaces during the flotation process, similar to certain research reports [29, 30] . These may be the main factors resulting in the large H 2 SO 4 consumption and poor TiO 2 grade and recovery. Therefore, methods to effectively separate perovskite from the gangue in the modified slag by flotation need to be further researched. 
Conclusions
(1) When OHA was used as the collector, the floatability of perovskite is clearly better than that of titanaugite and MA-spinel at approximately pH 5.5. Titanaugite possesses certain floatability at pH 6.0-6.5, and MA-spinel displays good floatability at pH > 8.0. 
(1) When OHA was used as the collector, the floatability of perovskite is clearly better than that of titanaugite and MA-spinel at approximately pH 5.5. Titanaugite possesses certain floatability at pH 6.0-6.5, and MA-spinel displays good floatability at pH > 8.0. (2) The large decrease in the zeta-potentials of perovskite, titanaugite, and MA-spinel can be attributed to the specific adsorption of OHA onto the Helmholtz layer of the mineral surfaces. 
